Source of material 5,5',5''-Tribromo-3,3''-dimethyl-2,2':3',2'-terthiophene was synthesized by bromination of 3,3''-dimethyl-2,2':3',2''-terthiophene, which was obtained according to our early published method [1, 2] . To as tirred solution of 3,3''-dimethyl-2,2':3',2''-terthiophene (100 mg, 0.362 mmol) in acetic acid (20 mL) and chloroform (20 .mL) at 0°C N-bromosuccinimide (NBS, 231.mg, 1.3 mol) was slowly added. The reaction mixture was stirred for 3.5 hat0 .°C inthe dark. The resulting mixture was neutralized with aqueous NaHCO 3 ,and extracted with ether. The solvent was removed from the dried and combined organic layers to leave a yellowish solid which was submitted to flash chromatography (petroleum ether) on silica gel to afford white solid (182 . mg, 98 % yield). Colorless block-shaped single crystal suitable for X-ray diffraction was obtained by slow evaporation of hexane solution. NMR data are available in the CIF.
Experimental details
All Hatoms attached to Cwere fixed geometrically and treated as riding with d(C-H) =0.96 Å (methyl) or 0.93 Å (aromatic) with
Discussion
The interatomic distances within the molecule (figure, top) are in the normal range. Only intra-and intermolecular C-H···p interactions are found in the crystal structure. There are three intramolecular C-H···p interactions: C14-H14A···p i (C1/C2/C3/C4/S1, symmetry code i: x,y,z), C13-H13C···p i (C1/C2/C3/C4/S1), and C14-H14C···p i (C5/C6/C7/C8/S2). The H···centroid distance range form 3.093 to 3.585 Å,w hich is well inside the interval classified by Malone of 2.65 to 4.0 Å,based on asurvey of Cambridge Structural Database, combined with semi-empirical and ab initio molecular orbital calculations [3] . It should be pointed out that the geometry of C14-H14C···p is atypical type III interactions, in which the hydrogen atom is directly above the centre of the ring, and the C-Hbond points to the ring carbon. The title compound shows anon-photochromic parallel packing of molecules in the crystals, which is stabilized mainly by the intramolecular C14-H14C···p interactions [4] . Two kinds of intermolecular C-H···p interactions observed in the crystals including C11-H11···p i (C9/C10/C11/C12/S3) and C13-H13C···p i (C5/C6/C7/C8/S2) (figure, bottom). The geometry of the former one corresponds to type III interaction with the H11···centroid distance 3.094(1) Å.W hile the latter one corresponds to type IV, which requires the interaction take place directly above the edge of the carbon ring [3] . The H13C···centroid distance is 3.956(1) Å and the bond angle is 141.4(4)°.Molecules do not form any intra or intermolecular hydrogen bonds. Therefore, the crystal is stabilized by weak C-H···p interactions. And the intramolecular C-H···p interactions lead its photo-inactive parallel conformation. 
